(Buchs (SG), Switzerland). High-purity water (18 MΩ cm) was supplied by a Milli-Q water 10 purification system from Millipore (Bedford, MA, USA). Ammonia solution (25%, Suprapur)
11
(Merck), ammonium formate and formic acid (Puriss p.a., eluent additive for LC/MS) (both 12 from Fluka), as well as ethylenediaminetetraacetic acid (EDTA, 99.995%) (Sigma-Aldrich),
13
were used for HPLC mobile phase buffer and sample preparation. 4-nitroguaiacol (4NG) and 14 2-methoxy-5-nitrophenol (5-nitroguaiacol, 5NG) were purchased from Sigma-Aldrich. The 15 standards had a purity higher than 95% and were used without further purification.
16
The following reagents were used for studying the aqueous phase reactivity of guaiacol: 17 guaiacol (purity ≥98.0%), sodium nitrite (ACS reagent, ≥97.0%), catalase (from bovine liver, (cca. 10 mL) was filtered through a PTFE membrane filter (Iso-Disc, 25 mm, pore size: 0.2 10 μm; Supelco), and was thus ready for semi-preparative HPLC purification.
12

S3. Product isolation after semi-preparative HPLC purification 1
The pooled peak fractions (cca. 100 mL) were subjected to SPE to replace the organic solvent 2 depleted aqueous buffer matrix with pure organic solvents. For that purpose, Oasis HLB 3 cartridges (12 cm 3 barrel size, 500 mg polymeric RP-sorbent) and an extraction procedure Figure S1 . Experimental setup for studying aqueous phase reactions of guaiacol. Table S1 . Gradient elution program used for the semi-preparative method. 
